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Insecttcidal thiazole derivatives 



(57) The use as an insecticide, acarlcide or nematocide of a compound of formula (I): 




wherein X is oxygen or sulphur; is hydrogen, alkyl, phenylalkyl, alkoxyalkyl or C(0)R3; R^ and R^ are 
independently, phenyl, phenylalkyi, naphthyl, alkyi, cycloalkyi, alkenyl, alkynyl or heterocyclyl groups; said 
alky! groups being optionally substituted by one or more of halogen, nitro, cyano, alkenyl, alkynyl, alkoxy 
alkoxycarbonyl, alkyicarbonyl, alkylcarbonyloxy, amino, alkylamino, haloalkoxy, alkylthio, alkylsulfonyl, 
haloalkenyl, alkoxycarbonylalkyi or alkoxycarbonylaikoxy; said alkenyl and alkynyl groups being optionally 
substituted by one or more of halogen, cyano, haloalkyi, alkoxy or haloalkoxy; said phenylalkyi, phenyl 
naphthyl, cycloalkyi and heterocyclyl groups being optionally substituted by one or more of halogen nitro 
cyano, alkyi, alkenyl, alkynyl, haloalkyi, alkoxy, alkoxycarbonyl, alkylcarbonyl, alkylcarbonyloxy, alkylenedlox> 
ammo, alkylamino, haloalkoxy, alkylthio, alkylsulfonyl, haloalkenyl, alkoxycarbonylalkyi or 
alkoxycarbonylaikoxy; said phenylalkyi, phenyl, naphthyl and heterocyclyl groups may additionally be fused 
to a cycloalkyi ring; and R* is cyano or C(S)NH2. 

The compounds are novel except when X is oxygen, R^ is hydrogen or alkyi, and R* is cyano. 
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INSECnCIDAL THIA20LE DERIVATWRS 
This invention relates to the use of certain thiazole derivatives as insecticides, to 
insecticidal compositions comprising such tiiiazole derivatives, to novel tiiiazole derivatives, 
and to processes of preparing such novel tiiiazole derivatives. 

European Patent Publication No. EP-Al-0566138 discloses tiiiazole derivatives of 
formula (A): 

N^S (A) 

wherein R' is hydrogen or an alkyl group, and their use as agricultural fungicides. 

The present invention concerns tiie use of tiie thiazole derivatives disclosed in die EP- 
Al-0566138, as weU as otiier, novel, tiiiazole derivatives not disclosed tiierein, as 
insecticides. 

Accordingly tiie present invention provides tiie use as an insecticide, acaricide or 
nematocide of a conqwund of formula (I): 

N^S (I) 

wherein X is oxygen or sulphur, R' is hydrogen, alkyl, phenylalkyl, alkoxyalkyl or C(0)R^ 
R^ and R' are, indepcndentiy. phenyl, phenylalkyl, naphtiiyl, alkyl, cycloalkyl. alkenyl, 
alkynyl or heterocyclyl groups; said alkyl groups being optionaUy substituted by one or more 
of halogen, nitro, cyano, alkenyl, alkynyl, alkoxy, alkoxycaibonyl. alkyfcaibonyl, 
alkylcarbonyloxy, amino, alkylamino. haloalkoxy, alkyltbio, alkylsulfonyl, haloalkenyl, 
alkoxycarbonylalkyl or alkoxycarbonylalkoxy; said alkenyl and alkynyl groups being 
optionaUy substituted by one or more of halogen, cyano, haloalkyl, alkoxy or haloalkoxy; 
said phenylalkyl, phenyl, naphtiiyl, cycloalkyl and heterocyclyl groups bemg optionally 
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substimted by one or more of halogen. nitn>.cyano,alkyl.alkenyl,al^^^^ 
alkoxycarbonyl, alkylcarbonyl, alkylcarbonyloxy. alkylenedioxy, amino, alkylammo. 
haloalkoxy, alkylthio. alkylsulfonyl. haloalkenyl. alkoxycarbonylalkyl or 
alkoxycarbonylalkoxy; said phenylallcyl. phenyl, naphthyl and heterocydyl groups may 
i additionaUy be fused to a cycloalkyl ring; and is cyano or C(S)NH2. 

In a further aspect the invention provides the use of a composition comprising an 
insectiddally, acaricidally or nematocidaUy effective amount of a compound of formula (D as 
defined above and a suitable carrier or diluent to combat and control insect pests at a locus, 
for example a growing agricultural crop. 
0 Halogen includes fluorine, chlorine, bromine and iodine. 

Alkyl moieties preferably contain from 1 to 10, more preferably ftom 1 to 6, carbon 
atoms. They can be in the form of straight or branched chains, for example methyl, eth^ 

or iso-propyl, or n-, sec-, iso- or tert-butyl. 

Haloalkyl is preferably C,^ haloalkyl. especiaBy fluoroalkyl (for example 
,5 trifluoromethyl or 2.2,2.trifluoroethyl) or chloroalkyl (for exan,>le trichloromethyl or 2,2,2- 
trichloroethyl). 

Alkenyl and alkynyl moieties preferably contam from 2 to 6. more preferably ftom 2 
to4 carbonatoms. my can be in the form of straight or branched chains, and. where 
appropriate, the alkenyl moietiescan be of either(E)- or ©^configuration. Examplesare 

20 vinyl, sllyl "Ml pn^'^'' 

Haaocydyl includes 5- and 6-manbered rings conuining one. two, three or fonr 

te,«o«on.. sdected tan the list convrising »y.en, sulphm and 

.o»en»«,idringsysten.s. Bcan,lesofhe,a<«,cl,l»epyridinyl,pyt™dinyl,p,ridazn>yl, 

py,aziny.,.ri»pnyl(U3-, li4.«.d ,,3».fu.yl..hienyl, wnolyl,py.a«.lyl,taidazolyl. 
2 ,riazolyl(U>«»llA4-),.etr.zol,I.ox.zolyl.isoxazolyl..h>«<J,l,i^ 

oxadia^olyl. thi-iiazolyl, qnindinyl iso,ui«*.yl. cinK.lin,l. cf^n^yU cf^'^i- 

i„dolinyl,i»indoUnyl,ben«*««.yl.l»-odnenyl,l»^^ 

pynoUdine. tetrahydrofaian, moiphoBne or lUetane. 

The alkylenedioxy gioup is a snbstitnent for . ling aid is especidly Cm 
30 attylenedioxy. All^lenedio.yg.o«psar.op.iondlys»bs.i««edwi«.hdog«(.sp««ny 

flonrine) ^ «, for exan-ple, n«hylenedioxy (OCH^) or diflno.«ned.yle«J»ty 

(OCT2O). 



Alkoxyalkyl is, for example. Cm alkoxy(CM)alkyl such as roethoxymethyl or 
ethoxymethyl. 

Cycloalkyl is preferably C3-7 cycloalkyl and is, for example, cyclopropyl, cyclopentyl 
or cyclobexyL 

In one aspect the present invention provides the use as an insecticide, acaricide or 
nematocide of a compound of formula (I), wherein X is oxygen or sulphur; is hydrogen, 
alkyl (especially Cmo alkyl), phenylalkyl (especially phenyl(Ci-6)alkyl), alkoxyalkyl 
(especially Ci.2alkoxy(Ci.2)alkyl) or C(0)R^; and R^ are, independently, phenyl, 
phenylalkyl (especially phenyl(Ci^)alkyl), naphthyl, alkyl (especially Cmo alkyl), cycloalkyl 
(especially C3.7 cycloalkyl), alkenyl (especially €2^ alkenyl), alkynyl (especiaUy €2^ alkynyl) 
or heterocyclyl (especially pyridinyl, pyrazolyl or quinolinyl) groups; said alkyl groups being 
optionally substituted by one or more of halogen, nitro, cyano, alkenyl (especially €2^ 
alkenyl), alkynyl (especially €2^ alkenyl), alkoxy (especially Cmo alkoxy), alkoxycarbonyl 
(especially Ct^ alkoxycarbonyl), alkylcarbonyl (especiaUy Ci^ alkylcarbonyl), 
alkylcarbonyloxy (especially alkylcarbonyloxy), amino, alkylamino (especially mono- or 
di- (Cm alkyl)amino, such as mono- or di- (C1.3 alkyl)amino), haloalkoxy (especially Ci^ 
haloalkoxy), alkylthio (especially Cm alkylthio), alkylsulfonyl (especially Ci^ alkylsulfonyl), 
haloalkenyl (especially C2-6 haloalkenyl), alkoxycaibonylalkyl (especially 
alkoxycarbonyl(Ci^)alkyl) or alkoxycarbonylalkoxy (especially Ci^ alkoxycarbonyl(Ci. 
6)alkoxy); said alkenyl and alkynyl groups being optionally substituted by one or more of 
halogen, cyano, haloalkyl (especially Cm© haloalkyl), alkoxy (especially Cmo alkoxy) or 
haloalkoxy (especially Ci^ haloalkoxy); said phenylalkyl, phenyl, naphthyl, cycloalkyl and 
heterocyclyl groups being optionally substituted by one or more of halogen, nitro, cyano, 
alkyl (especially Cmo alkyl), alkenyl (especially C2^ alkenyl), alkynyl (especially C2^ 
alkynyl), haloalkyl (especially Cmo haloalkyl), alkoxy (especially Cmo alkoxy), 
alkoxycarbonyl (especially Ci^ alkoxycarbonyl), alkylcarbonyl (especially C|^ 
alkylcarbonyl), alkylcarbonyloxy (especially Ci^ alkylcarbonyloxy), all^lenedioxy, amino, 
alkylamino (especially mono- or di- (Cm alkyl)amino, such as mono- or di- (C1.3 
alkyl)amino), haloalkoxy (especially Ci^ haloalkoxy), alkylthio (especially Cm alkylthio), 
alkylsulfonyl (especially alkylsulfonyl), haloalkenyl (especially C2-6 haloalkenyl), 
alkoxycaibonylalkyl (especially Ci^ alkoxycarbonyl(Ci^)alkyl) or alkoxycarbonylalkoxy 
(especially Ci^ alkoxycarbonyl(C|.6)alkoxy); said phenylalkyl, phenyl naphthyl and 
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heterocyclyl groups may additionaUy be fused to a cycloalkyl ring; and is cyano or 
C(S)NH2. 

In another aspect the present invention provides the use as an insecticide, acaricide or 
nematocide of a compound of formula (I), wherein X is oxygen. 

5 In a further aspect the present invration provides the use as an insecticide, acaricide 

or nematocide of a compound of formula (I), wherein R' is hydrogen. Cm alkyl, benzyl, C1.2 
alkoxymethyl or C(0)(Cm alkyl); and R^ is Cm alkyl, phenyl (optionaUy substituted by, 
cyano, halogen (especially fluorine or chlorine). Cm alkyl. Cm haloalkyl (especially CF3), 
Ci^ alkenyl. Cm alkoxy, pheooxy, methylenedioxy, di(CM alkyl)amino. Cm alkoxycarbonyl 

10 or pyridinyloxy (wherein the pyridinyl ring is optionally substituted by halogen or Cm 

haloalkyl (especially CF3))). phenyl fused to a Cy^ cycloalkyl ring, naphthyl. Cm alkoxy(Ci. 
4)alkyl, C« cycloalkyl, pyridinyl, quinoUnyl or pyrazolyl (optionally substituted by Cm alkyl 
or Cm haloalkyl (especially CF3)). 

Examples of specific compounds of formula (I) which are of use as insecticides 

IS include the compounds listed in Table L 

TABLE I 



Compound 


R' 


R^ 


R* 


X 


No. 










1 


H 


C6H5 


CN 


0 


2 


H 


4-CH3-C6H4 


CN 


0 


3 


C(0)C2H5 


C2H5 


CN 


0 


4 


H 


C2H5 


CN 


0 


5 


C(0)cyclopropyl 


cyclopropyl 


CN 


0 


6 


H 


cyclopropyl 


CN 


0 


7 


H 


2,4,6-a3-C«H2 


CN 


0 


8 


H 


2,6-F2-C6H3 


CN 


0 


9 


H 


(CH2)3CH3 


CN 


0 


10 


H 


2,4-F2-C6H3 


CN 


0 


11 


H 


3,5-(CF3)2-QH3 


CN 


0 


12 


H 


l-CH3-3-CF3-pyra2ol-4-yl 


CN 


0 


13 


H 


CH2OCH3 


CN 


0 


14 


CH2OCH2CH3 


2,4-Cl2-C<5H3 


CN 


0 
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15 


CH2C6H5 


2 4-CUjCMi 


PM 


u 


16 


H 


2 4-Clo-CUHi 


V-r^0^i^Jl2 


r\ 
vJ 


17 


H 






yj 


18 


H 


ovridin-2-vl 


PM 


r\ 
U 


19 


H 




PM 


KJ 


20 


C(0)CH3 


2 4-Cl'>-C:icH3 


PM 


KJ 


21 


H 




CIN 




22 


H 


z.,*f-\-,i2-L^5ri3 


CN 


s 


23 


CH3 




CN 


0 


24 




J,J-Ul2-*^-6Xl3 


CN 


0 


25 


H 




CN 


0 


26 


u 
n 


4-vinyI-C^H4 


CN 


0 


27 


H 


•a Km ij 


CN 


0 


28 


H 


inaan*3-yi 


CN 


0 


29 


H 


napnin-i-yi 


CN 


0 


30 


H 


A f^u f^u /^ur 0 IT 


CN 


0 


31 


H 

AA 


napniQ-z-yl 


CN 


0 


32 


H 

A A 


p^p 


CN 


0 


33 


H 

A A 




CN 


0 


34 


Al 


0 /^i r? Tj 

z-Cl-4-r-C6H4 


CN 


0 


35 


H 

A A 


/»D-L.l2-C6rl4 


CN 


0 


36 


H 


9_Pi4^n u 
z-v^n3U-l.,6rl4 


CN 


0 


37 


H 


9-PP*-P^H. 
^-^-.r3-^.*5ri4 


CN 


0 


38 


H 


9-PH*-P^H 
^"wll3-V^6rl4 


CN 


0 


39 


H 




CN 


0 


40 


H 




CN 


0 


41 


11 


3,4-Cl2-C6H4 


CN 


0 


42 


H 


3,4-(CH30)2-C6H4 


CN 


0 


43 


H 


3-CH3CH2O-C6H4 


CN 


0 


44 


H 


3-CH3<:6H« 


CN 


0 


45 


H 


4-CN-C6H4 


CN 


0 


46 


H 


4-C6H5O-C6H4 


CN 


0 
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47 


IJ 
11 


2 3.4-CI3-C6H2 


CN 


0 


48 


TT 

xl 


3 4-methvlenedioxy-C6H4 


CN 


0 


49 


TT 
H 


A»y^ ^'-Ty**^ 


CN 


0 


50 


H 




CN 


0 


51 


H 




CN 


0 


52 


H 




CN 


0 


53 


H 


/II ti n^l 1 n V 1 
(JuluUiUi 0 J A 


CN 


0 


54 


H 


4-ClHj6n4 


CN 


0 


55 


H 




CN 


0 


56 


H 


2-Br-C6H4 


CN 


0 


57 


H 




CN 


0 


58 


H 




CN 


0 


59 


H 


3-N(Cn3)2<^6n4 


CN 


0 


60 


H 




CN 


0 


61 


H 


3,5-(CH3)2-Wl3 


CN 


0 


62 


H 




CN 


0 


63 


H 


4-N(CH3)2-^-6H4 


CN 


0 


64 


H 


A ^^^^^ ^^TT \ TT 

4-(C02CH3)-C6H4 


CN 


0 


65 


H 


4-CF3-C6H4 


CN 


0 


66 


H 


3-N02-4-C1-C6H4 


CN 


0 


67 


H 




CN 


0 






yloxy)-ij6»i4 






68 


H 


3.5-(CH30)2-C6H4 


CN 


0 


69 


H 




C(S)NH2 


0 


70 


H 


4-CH3-C6H4 


C(S)NH2 


0 


71 


QOAHs 


CzHs 


C(S)NH2 


0 


72 


H 


C2H5 


C(S)NH2 


0 


73 


C(0)cyclopropyl cyclopropyl 


C(S)NH2 


0 


74 


H 


cyclopropyl 


C(S)NH2 


0 


75 


H 


2,4,6-Cl3-C6H2 


aS)NH2 


0 


76 


H 


2,6-F2-C6H3 


C(S)NH2 


c 


77 


H 


(CH2)3CH3 


C(S)NH2 


c 
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78 


H 


2 4-F9-CaHi 


w J A ^ X *2 


0 


79 


H 




CfSlNH') 




80 


H 






o 


O i 


XI 


v.^xi2V.A^xi3 


v^^d;i^Xl2 


Ci 








^^oJINri2 


r\ 
\J 






Z,4-U2-v;6rl3 


u^ojiNxia 


U 




ri 


pyndin-2-yl 


C(5)lNJH2 


U 




n 


■3 c /-^ TT 


C(5)INH2 


0 


OD 




Z,4-L.12-L:6"3 


U(o)XNxl2 


U 


o / 


n 


^Xl3 


l-.(o;INJrl2 


u 


oo 


11 
n 


Z,4-d2-lJ6W3 




c 
0 






0 /I 01 TJ 

-fct4-Cl2HJi6ri3 


C(S)Nn2 




on 




3,5-Cl2-C6H3 


C(S)NH2 


0 


oi 
yi 


11 


C C ^ IT 


C(S)NH2 


0 




Tl 

n 


4-vinyl-C6H4 


C(S)NH2 


0 


y3 


TT 

H 


3-NO2-C6H4 


C(S)NH2 


0 


y4 


H 


indan-S-yl 


C(S)NH2 


0 


yj 


TT 

rl 


napntn-l-yl 


C(S)NH2 


0 


yo 


0 
11 


A r^xj i^U /^ZJ IT 

4-CH3Crl2Cxl2-(J6li4 


C(S)NH2 




y / 


rl 


napntn-z-yl 


C(S)NH2 


0 


OR 
yo 


n 




/^/0\XTT T 

C(o)J>IH2 


/-V 

0 




U 
XI 




C(o)l>irl2 


u 


inn 


11 

XI 




C(o;J>ln2 


u 




n 




C(o)Mrl2 


0 


ICY) 


XI 




C(S)NH2 


0 




tl 


2-CF3-C6H4 


QSjNHi 


0 


104 


H 


2^3-C6H4 


C(S)NH2 


0 


105 


H 


3-CN-C6H4 


C(S)NH2 


0 


106 


H 


3-ck:6H4 


C(S)NH2 


0 


107 


H 


3,4-Cl2-C6H4 


C(S)NH2 


0 


108 


H 


3,4-(CH30)2-C6H4 


C(S)NH2 


0 


109 


H 


3-CH3CH20-C6H4 


C(S)NH2 


0 
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110 


TT 

H 




C(S)NH2 


0 


111 


H 




C(S)NH2 


0 


112 


H 




QS^NHj 

x^^v ^* ^* 


0 


113 


H 




C(S)NH2 


0 


114 


TT 

H 




C(S)NH2 


0 


115 


H 




C(S)NH2 


0 


116 


H 






0 


117 


H 






0 


118 


H 


^ f T7 ^ T_T 

3,5-FrC6H3 


^^0^1^02 


0 


119 


H 


quinolin-8-yl 


V^^O^iNIl2 


0 


120 


H 


4-CI-C6H4 




n 


121 


H 


__r-LLm M V ^% V ▼ 

2-a-4-CH3S02-C6H3 




C\ 


122 


H 


2-Br-C6H4 


CvajiNri2 




123 


H 


3-Br-C6H4 


l^(oJlNtl2 




124 


H 


3-F-C6H4 


v^^ojiNn2 


0 


125 


H 


3.N(CH3)2-C6H4 


v*\^ojrNn2 


0 


126 


H 


3-CF3-C6H4 


^^0^1^ "2 


0 


127 


H 


3,5-(CH3)2-C6H3 


l^^tj ^1^*12 


0 


128 


H 


4-F-C6H4 


C(S)NH2 


0 


129 


H 


4-N(CH3)2-C6H4 


C(S)NH2 


0 


130 


H 


4-(C02CH3)-C6H4 


C(S)NH2 


0 


131 


H 


4-CF3-C6H4 


C(S)NH2 


0 


132 


H 


3-N02-4-C1-C6H4 


C(S)NH2 


0 
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133 


H 


3-(3-Cl-5-CF3-pyridin-2- 


C(S)NH2 


0 






yloxy)-C6H4 






134 


H 


3^.(CH30)2-C6H3 


C(S)NH2 


0 


135 


H 


3,4,5-(CH30)3-C6H2 


C(S)NH2 


0 


136 


C(0)CH3 


CfiHs 


CN 


0 


137 


C(0)CH3 


4-CH3-C6H4 


CN 


0 


138 


C(0)CH3 


C2H5 


CN 


0 


139 


C(0)CH3 


cyclopropyl 


CN 


0 


140 


C(0)CH3 


2,4.6-Cl3-C6H2 


CN 


0 


141 


C(0)CH3 


2,6-F2-C6H3 


CN 


0 


142 


C(0)CH3 


(CH2)3CH3 


CN 


0 


143 


C(0)CH3 


2,4-F2-C6H3 


CN 


0 


144 


C(0)CH3 


3,5-(CF3)2-C6H3 


CN 


0 


145 


C{0)CH3 


l-CH3-3-CF3-pyrazol-4-yl 


CN 


0 


146 


C(0)CH3 


CH2OCH3 


CN 


0 


147 


C(0)CH3 


pyridiii-2-yl 


CN 


0 


148 


C(0)CH3 


CH3 


CN 


0 


149 


C(0)CH3 


2.4-CI2-C6H3 


CN 


S 


150 


C(0)CH3 


3.5-F2-C6H3 


CN 


0 


151 


C(0)CH3 


4-vinyl-QH4 


CN 


0 


512 


C(0)CH3 


3-NO2-C6H4 


CN 


0 


153 


C(0)CH3 


indan-5-yl 


CN 


0 


154 


C(0)CH3 


naphth-l-y] 


CN 


0 


155 


C(0)CH3 


4-CH3CH2CH2-C6H4 


CN 


0 


156 


C(0)CH3 


n^htfa-2-yl 


CN 


0 


157 


C(0)CH3 


C6F5 


CN 


0 


158 


C(0)CH3 


2-a-C6H4 


CN 


0 


159 


C(0)CH3 


2-a-4-F-CttU 


CN 


0 


160 


C(0)CH3 


2,5-Cl2-C6H4 


CN 


0 


161 


C(0)CH3 


2-CH3O-C6H4 


CN 


0 


162 


C(0)CH3 


2-CF3-C6H4 


CN 


0 
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163 




S-CH^i-CUH* 


CN 


0 


164 




S-CN-CfiHd 


CN 


0 


165 




3-Cl-GJli 


CN 


0 


166 


C(0)CH3 




CN 


0 


167 


C(0)CH3 




CN 


0 


168 


C(0)CH3 




CN 


0 


169 


C(0)CH3 


J-i^fl3H-^6"4 


CN 


0 


170 


C(0)CH3 




CN 


0 


171 


C(0)CH3 




CN 


0 


172 


c(ox:h3 


2,3»4-Cl3-C6H2 


CN 


0 


173 


C(OX3l3 


3 ,4-nictuy icnecuo Ay->-^6**4 


CN 


0 


174 


C(0)CH3 


2,3-d2-C6H3 


CN 


0 


175 


C(0)CH3 


2-N02-<-6*M 


CN 


0 


176 


C(0)CH3 


4-IMU2"^"4 


CN 


0 


177 




3,5-r2-^-6"3 


CN 


0 


178 


C(0)CH3 


quinoun-B-yi 


CN 


0 


179 


C(0)CH3 


4-CI-C6H4 


CN 


0 


180 


C(0)CH3 


2-Ci-4-Cn3^U2-'-.-6"3 


CN 


0 


181 


C(0)CH3 


2-Br-(.,6n4 


CN 


0 


182 


C(0)CH3 




CN 


0 


183 


C(0)CH3 


0 TT ^ U 


CN 


0 


184 


C(0)CH3 




CN 


0 


185 


C(0)CH3 


j-^J3-*-6n4 


CN 


0 


186 


C(0)CH3 


3p-tt.n3j2*^-6"3 


CN 


0 


187 


aO)CH3 


4-F-C6H4 


CN 


0 


188 


C(0)CH3 


4-N(CH3)2-C6H4 


CN 


0 


189 


C(0)CH3 


4-(C02CH3)-Q5H4 


CN 


0 


190 


C(0)CH3 


4-CF3-C6H4 


CN 


0 


191 


C(0)CH3 


3-N02-4-C1-C6H4 


CN 


0 
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192 


C(0)CH3 


3-(3-Cl-5-CF3-pyridin-2- 
yloxy)-C6H4 


CN 


0 


193 


C(0)CH3 


3^-(CH30)2-C6H4 


CN 


0 


194 


C(0)CH3 




C(S)NH2 


0 


195 


C(0)CH3H 


4-CH3-C6H4 


C(S)NH2 


0 


196 


C(0)CH3 


C2H5 


C(S)NH2 


0 


197 


C(0)CH3 


cyclopropyl 


C(S)NH2 


0 


198 


C(0)CH3 


2.4,6-Cl3-C6H2 


C(S)NH2 


0 


199 


C(0)CH3 


2,6-F2-C6H3 


C(S)NH2 


0 


200 


C(0)CH3 


(CH2)3CH3 


C(S)NH2 


0 


201 


C(0)CH3 


2.4-F2-C6H3 


C(S)NH2 


0 


202 


C(0)CH3 


3,5-(CF3)2-C6H3 


C(S)NH2 


0 


203 


C(0)CH3 


1 -CH3-3-CF3-pyrazol-4-yl 


C(S)NfH2 


0 


204 


C(0)CH3 


CH2CX:H3 


C(S)NH2 


0 


205 


C(0)CH3 


pyridin-2-yl 


C(S)NH2 


0 


206 


c(ox:h3 


CH3 


C(S)NH2 


0 


207 


C(0)CH3 


3^F2-C6H3 


C(S)NH2 


0 


208 


C(0)CH3 


4-vinyl-C6H4 


C(S)NH2 


0 


209 


C(ox:h3 


3-NO2-C6H4 


C(S)NH2 


0 


210 


C(0)CH3 


indan-5-yl 


C(S)NH2 


0 


211 


c(ox:h3 


nai^th-l-y] 


C(S)NH2 


0 


212 


C(0)CH3 


4-CH3CH2CH2-C6H4 


C(S)NH2 


0 


213 


C(0)CH3 


naphth-2-yl 


C(S)NH2 


0 


214 


C(0)CH3 


C6F5 


C(S)NH2 


0 


215 


C(0)CH3 


2-CI-C6H4 


C(S)NH2 


0 


216 


C(0)CH3 


2.CI-4-F-C6H4 


C(S)NH2 


0 


217 


C(0)CH3 


2,5-Cl2-C6H4 


C(S)NH2 


0 


218 


C(0)CH3 


2-CH3O-C6H4 


aS)NH2 


0 


219 


C(0)CH3 


2-CF3-C6H4 


C(S)NH2 


0 


220 


c(ox:h3 


2-CH3-C6H4 


C(S)NH2 


0 


221 


C(0)CH3 


3-CN-C6H4 


aS)NH2 


0 
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222 






C(S)>fH2 


0 


223 


C(0)Crl3 




C(S)NH2 


0 


224 






C(S)NH2 


0 


225 


C(0)CH3 




C(S)NH2 


0 


226 


C(0)CH3 




C(S)NH2 


0 


227 


C(0)CH3 




C(S)NH2 


0 


228 


C(0)CH3 




C(S)NH2 


0 


229 


C(0)CH3 


Z»3,4H^l3H^*6"2 


C(S)NH2 


0 


230 


C(0)CH3 


3,4-nieuiyiciieaiOAy-M>**4 


QS)NH2 


0 


231 


C(0)CH3 




C(S)NH2 


0 


232 


C(0)CH3 


2-NO2-C6H4 


\m'V0^1^**2 


0 


233 


C(0)CH3 


4-NOrC6H4 




0 


234 


C(0)CH3 


3^-F2-C6H3 




0 


235 


C(0)CH3 


quinolin-8-yl 




0 


236 


C(0)CH3 


4-CI-C6H4 


CfS)NH2 


0 


237 


C(0)CH3 


2-Cl-4-Cri3oU2"^-'6**3 


ces^NH'j 


0 


238 


C(0)CH3 


2-Br-C6H4 


CfS)NH2 


0 


239 


C(0)CH3 




C(S)NH2 


0 


240 


C(0)CH3 




C(S)NH2 


0 


241 


C(0)CH3 


3-IN CCrl3>2-*-6n4 


C(S)NH2 


0 


242 


C(0)CH3 


3-Cr3"'--^6*M 


C(S)NH2 


0 


243 


C(0)CH3 


3,j-lCrl3>2*^-^3 


C(S)NH2 


0 


244 


(XO)CIi3 




C(S)NH2 


0 


245 


C(0)CH3 


4-N(Cn3)2-^-6n4 




0 


246 


C(0)CH3 




C(S)NH2 


0 


247 


C(0)CH3 




C(S)NH2 


0 


248 


C(0)CH3 


3-N02-4-a-C6H4 


C(S)NH2 


c 


249 


C(0)CH3 


3-(3-Cl-5-CF3-pyri<to-2- 


C(S)NH2 


c 






yloxy)-C6H4 






250 


C(0)CH3 


3,5-{CH30)2-C6H3 


C(S)NH2 


c 


251 


CH2OCH2CH3 


2,4-Cl2-C6H3 


C(S)NH2 


c 
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In a further aspect the present invention provides a compound of formula (I): 




CF3/ 

wherein X is oxygen or sulphur, is hydrogen, alkyl, phenylalkyl, alkoxyalkyl or C(0)R^; 

and R^ are, independently, phenyl, phenylalkyl, naphthyl, alkyl, cycloalkyl, alkenyl, 
alkynyl or heterocyclyl groups; said alkyl groups being optionally substituted by one or more 
of halogen, nitro, cyano, alkenyl, alkynyl, alkoxy, alkoxycarbonyl, alkylcarbonyl, 
alkylcarbonyloxy, amino, alkylamino, haloalkoxy, alkylthio, alkylsulfonyl, haloalkenyl, 
alkoxycarbonylalkyl or alkoxycarbonylalkoxy; said alkenyl and alkynyl groups being 
optionally substituted by one or more of halogen, cyano, haloalkyl, alkoxy or haloalkoxy; 
said phenylalkyl, phenyl, naphthyl, cycloalkyl and heterocyclyl groups being optionally 
substinited by one or more of halogen, nitro, cyano, alkyl, alkenyl, alkynyl, haloalkyl, alkoxy, 
alkoxycarbonyl, alkylcarbonyl, alkylcarbonyloxy, alkylenedioxy, amino, alkylamino, 
haloalkoxy, alkylthio, alkylsulfonyl, haloalkenyl, alkoxycaibonylalkyl or 
alkoxycarbonylalkoxy; said phenylalkyl, phenyl, naphthyl and heterocyclyl groups may 
additionally be fused to a cycloalkyl ring; and R"^ is cyano or C(S)NH2; provided that when X 
is oxygen and R* is hydrogen or alkyl then R^ is not cyano. 

In a further aspect the present invention provides an insecticidal, acaricidal or 
nematocidal composition comprising a compound of formula (I) wherein X is oxygen or 
sulphur; R^ is hydrogen, alkyl, phenylalkyl. alkoxyalkyl or C(0)R^ R^ and R^ are, 
independently, phenyl, phenylalkyl, naphthyl, alkyl, cycloallgrl, alkenyl, alkynyl or 
heterocyclyl groups; said alkyl groups being optionally substituted by one or more of 
halogen, nitro, cyano, alkenyl, alkynyl, alkoxy, alkoxycarbonyl, alkylcarbonyl, 
alkylcarbonyloxy, amino, aUcylamino, haloalkoxy, alkylthio, alkylsulfonyl, haloalkenyl, 
alkoxycaibonylalkyl or alkoxycarbonylalkoxy; said alkenyl and alkynyl groups being 
optionally substituted by one or more of halogen, cyano, haloalkyl, alkoxy or haloalkoxy; 
said phenylalkyl, phenyl, n^hthyl, cycloalkyl and heterocyclyl groups being optionally 
substituted by one or more of halogen, nitro, cyano, alkyl, alkenyl, alkynyl, haloalkyl, alkoxy. 
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alkoxycaibonyl. alkylcaibonyU alkylcaibonyloxy. alkylenedioxy, amino, alkylamino, 
haloalkoxy, alkylthio, alkylsulfonyl, haloalkenyl, alkoxycaibonylalkyl or 
alkoxycarbonylalkoxy; said phenylalkyl, phenyl, naphthyl and heterocyclyl groups may 
additionally be fused to a cycloalkyl ring; and R* is cyano or C(S)NH2; provided that when X 
is oxygen and R' is hydrogen or alkyl then R^ is not cyano. 

For some compounds Usted in Table I melting point (mpt) or mass spectrum data arc 

presented below in Table n. 

TABLE n 



Compound No. 


Data 


3 


mpt78-80°C 


5 


mpt94-95"C 


12 


mptss-sr'c 


14 


mpt87-88°C 


15 


mpt 108-1 10»C 


16 


mpt 193-195'C 


20 


mpt79-81»C 


22 


Mass spectrum M-i- 381 


23 


mpt 125-12rc 


24 


mpt 167-169°C 


25 


mpt 126-128'C 


26 


Mass spectrum M+ 323 


27 


Mass spectrum M+ 342 


28 


Mass spectrum M-i- 337 


29 


Mass spectrum M+ 347 


30 


Mass spectrum M-i- 3SS 


31 


Mass spectrum M+ 347 


32 


Mass spectrum M-t- 387 


33 


Mass spectrum M-i- 331 


34 


Mass spectrum M-t- 349 


35 


Mass spectrum M-i- 366 


36 


Mass spectrum M+ 327 


37 


Mass spectrum M+ 365 
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38 


Mas^ cnfiTtnini 1 1 


39 




40 






JVioSS SpcCuuIIi JVl'T jOO 




iviass specimiii jm+ dd / 


4*^ 






xvLass spcCtruin m+ 5 1 1 




Mass specuum m+ 3zz 


HO 


Mass spectrum M4- My 


A*? 


Mass spectrum M+ 400 


*fO 


Mass spectrum M+ 341 




Mass spectrum Mh- 366 


DO 


Mass spectrum M+ 342 


51 


Mass spectrum M+ 342 




Mass spectrum M+ 333 


53 


Mass spectrum M+ 348 


54 


Mass spectrum M+ 33 1 


55 


Mass spectrum M+ 409 


5o 


Mass spectrum M+ 376 




Mass spectrum M+ 376 


Do 


Mass spectrum M+ 315 


SO 


Mass spectrum M+ 340 


ou 


Mass spectrum M+ 365 


ul 


Mass spectrum M+ 325 




Mass spectrum M+ 3 15 


63 


Mass spectrum M+ 340 


64 


Mass spectrum M+ 355 


65 


Mass spectrum M+ 365 


66 


Mass spectrum M-i- 376 


67 


Mass spectrum M+ 492 


68 


Mass spectrum M+ 357 
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Compounds of formula (1) can be prepared by adaptation of processes disclosed in the 
art or by processes disclosed in EP-Al-0566138. 

A compound of formula (1) wherein R' is alkyl or phenylalkyl can be prepared by 
reacting a compound of formula (1) wherein R' is hydrogen with a compound R'Y, wherein 
Y is a suitable leaving group (such as a halogen or mesylate) in the presence of a suitable 
base. 

A compound of formula (D wherein R' is C(0)R' can be prepared by reacting a 
compound of formula (D wherein R* is hydrogen with a compound R'C(0)a in the presence 
of a suitable base. 

A compound of formula (D wherein R* is aS)NH2 can be prepared by reacting a 
compound of formula (1) wherein R* is CN with hydrogen sulphide under suitable conditions 
(for example in the presence of triethylamine and pyridine). 

A compound of formula (1) wherein rMs CN and X is oxygen can be prepared by 
reacting a compound of formula (II): 



) 



N 

C?( ON 



(II) 



with a compound R'aO)a in the presence of a base. 

A compound of formula (D wherein R' is hydrogen, rMs CN and X is sulphur can be 
prepared by reacting a compound of formula (HI): 



// (HI) 



N 

with a sulphooamide R^(S)NH2 under suitable conditions (such as in the presence of 
sodium hydride and in Uii-dimethylformamide as solvent). 

In a further aspect the present invention provides a process for preparing novel 
compounds of formula (I). 
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Insect, acarine and nematode pests which may be combated and controlled by the 
compounds of formula (I) include such pests as Lepidoptera, Diptera, Hom<^ra and 
Coleoptera (including Diabrotica i.e. com rootwonns). The pests include those pests 
associated with agriculture (which term includes the growing of crops for food and fibre 
products), horticulture and animal husbandry, forestry, the storage of products of vegetable 
origin, such as fruit, grain and timber, and also those pests associated with the transmission 
of diseases of man and animals. Examples of insect and acarine pest species which may be 
controlled by the compounds of formula (I) include: Mvzus nersicae (aphid). Aphis eossvp ii 
(aphid), AeUs febae (aphid), Aedes aegvnti (mosquito). Anopheles spp. (mosquitos), Culex 
spp. (mosquitos). Py^deycu? fascja^is (capsid). Musca domestica (housefly), Pieris brassicae 
(white butterfly), PluteMa xvlostella (diamond back moth). Phaedon cochleariae (mustard 
beetie). AfiQidiglla spp. (scale insects), Trialemodes spp. (white flies), Bemisia tabaci (white 
fly), Blattella germanica (cockroach), Perinlaneta americana (cockroach), Blatta orientalis 
(cockroach) Sppdoptera MSS^ (cotton leafworm). Heliothis virescens (tobacco budworm) 
Chortiocetes terminifera (locust), Diabrotica spp. (rootworms), Aerotis spp. (cutworms), 
flalo parteUu? (maize stem borer), Nilaparvata luf>ens (planthopper), Nephotettix cincticeps 
(leafliopper). Panonychas ulmi (European red mite), Panonvcbus citri (citrus red mite), 
Tetranychus urticae (two-spotted spider mite), Tetranvchus cinnabarinus (carmine spider 
mite), PhyUcoptruta oleivora (citrus rust mite), Polvphagotarsonemiis lams (broad mite) and 
Brevioalpas spp. (mites). 

In order to apply the compounds of formula (I) to the locus of the nematode, insect or 
acarid pest, or to a plant susceptible to attack by the nematode, insect or acarid pest, the 
compound is usually formulated into a composition which includes in addition to a 
compound of formula (I) a suitable inert diluent or carrier material, and, optionaUy. a surface 
active agent. The amount of composition generaUy applied for the control of insect, acarine 
or nematode pests gives a rate of active ingredient from 0.01 to 10 kg per hectare, preferably 
from 0.1 to 6 kg per hectare. 

The composiUons can be applied to the soU, plant or seed, to the locus of the pests, or 
to the habitat of the pests, in the form of dusting powders, wettable powders, granules (slow 
or fast release), emulsion or suspension concentrates, liquid solutions, emulsions, seed 
dressings, fogging/smoke formulations or controUed release composiUons, such as 
microencapsulated granules or suspensions. 
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Dusting powders aie formulated by mixing the active ingredient with one or more 
finely divided solid carriers and/or dUuents, for example natural clays, kaolin. pyrophyUite. 
bentonite, alumina, montmorillonite. kieselgohr. chalk, diatomaceous earths, calcium 
. phosphates, calcium and magnesium carbonates, sulphur, lime, flours, tak^^ 

5 and inorganic solid carriers. 

Granules are formed either by absorbing the active ingredient in a porous granular 
material for example pumice, attapulgite clays, fuller s earth, kieselguhr. diatomaceous 
earths, ground com cobs, and the like, or on to hard core materials such as sands, silicates, 
mineral carbonates, sulphates, phosphates. orAe like. Agents which are commonly used to 

10 aid in impregnation, binding or coating the sohd carriers include aUphatic and arom^^ 
petroleum solvents, alcohols, polyvinyl acetates, polyvinyl alcohols, ethers, ketones, esters, 
dextrins, sugars and vegetable oils, with the active ingredient Oth^ additives may also be 
included, such as emulsifying agents, wetting agents or dispersing agents. 

Microencapsulated formulations (microcapsule suspensions CS) or other controUed 

,5 release fonnulations may also be used, particularly for slow release over a period of time. 

and for seed treatment. 

Alternatively iht compositions may be in die form of liquid preparations to be used 
as dips, irrigation additives or sprays, which are generally aqueous dispersions or emulsions 
of ti« active ingredient in ti»e presence of one or more known wetting agents, dispersmg 
20 agents or emulsifying agents (surface active agents). Tlxe compositions which are to be used 
in ti« form of aqueous dispersions or emulsions are generaUy suppUed in the fomi of an 
emulsifiable concentrate (EC) or a suspension concentrate (SQ containing a high proportion 
of the active ingredient or ingredients. An EC is a homogeneous liquid composition, usually 
containing tiie active ingredient dissolved in a substantially non-volatile organic solvent. An 
25 sCisafineparticlesizedispersionofsolidactiveingredientinwater.Toapplytiie 

concentrates diey are diluted in water and are usually appBed by means of a spray to the area 

to be treated. 

Suitable liquid solvents for ECs include methyl ketones, methyl isobutyl ketone, 
cyclohexanone. xylenes, toluene, chlorobenzene. paraffins, kerosene, white oU, alcohols, (for 
30 example, butanol). metiiytoaphthalene, trimediylbenzene. tricUoroetiiylene. 
N-melhyl-2-pyrrolidone and tetrahydrofurfuryl alcohol (THFA). 
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Wetting agents, dispersing agents and emulsifying agents may be of the cationic, 
anionic or non-ionic type. Suitable agents of the cationic type include, for example, 
quaternary ammonium compounds, for example cetyltrimethyl ammonium bromide. Suitable 
agents of the anionic type include, for example, soaps, salts of aliphatic monoesters of 
5 sulphuric acid, for example sodium lauryl sulphate, salts of sulphonated aromatic 

compounds, for example sodium dodecylbenzenesulphonate, sodium, calcium or ammonium 
lignosulphonate, or butylnaphthalene sulphonate, and a mixture of the sodium salts of 
diisopropyl- and triisopropyhiaphthalene sulphonates. Suitable agents of the non-ionic type 
include, for example, the condensation products of ethylene oxide with fatty alcohols such as 

10 oleyl alcohol or cetyl alcohol, or with alkyl phenols such as octyl phenol, nonyl phenol and 
octyl cresol. Other non-ionic agents are the partial esters derived from long chain fatty acids 
and hexitol anhydrides, the condensation products of the said partial esters with ethylene 
oxide, and the lecithins. 

These concentrates are often required to withstand storage for prolonged periods and 

15 after such storage, to be capable of dilution with water to form aqueous preparations which 
remain homogeneous for a sufficient time to enable them to be applied by conventional spray 
equipment. The concentrates may contain 10-85% by weight of the active ingredient or 
ingredients. When diluted to form aqueous preparations such preparations may contain 
varying amounts of the active ingredient depending upon the purpose for which they are to 

20 be used. 

The compounds of formula (I) may also be formulated as powders (dry seed 
treatment DS or water dispersible powder WS) or liquids (flowable concentrate FS, liquid 
seed treatment LS, or microcapsule suspension CS) for use in seed treatments. 

In use the compositions are applied to the insect pests, to the locus of the pests, to the 
25 habitat of the pests, or to growing plants liable to mfestation by the pests, by any of the 
known means of applying pesticidal compositions, for example, by dusting, spraying, or 
incorporation of granules. 

The compound of formula (I) may be admixed with one or more additional active 
ingredients such as a fiirthcr insecticide, acaricide or nematocide or a synergist, herbicide, 
30 fungicide or plant growth regulator where appropriate. 

Suitable additional active ingredients for inclusion in admixture with a compound of 
formula (I) include compounds which will broaden the spectrum of activity of the 
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compositions or increase their persistence in the location of the pest. They may synergise the 
activity of the compound of formula (1) or complement the activity for example by increasing 
the speed of effect or overcoming repellency. Additionally multi-component mixtures of this 
type may help to overcome or prevent the development of resistance to individual 
components. The particular additional active ingredient included will depend upon the 
intended utility of tiie mixture and die type of complementary action required. Examples of 
suitable insecticides include the following: 

a) Pyrethroids such as permcthrin. esfenvalerate, deltametiirin, cyhalotiirin in particular 
lambda-cyhalotiuin. biphenthrin, fenpropathrin. cyfluthiin, tefluthrin, fish safe pyretiiroids 
for example etfiofenprox, natiiral pyrethrin, tetramethiin, s-bioallethrin. fenfludirin. 
praDetiirin and 5-benzyl-3-fuiyhnetiiyl-<l)-(lR,3S)-2> 
dimetiiyl-3-(2-oxothiolan-3-ylidenenaethyl)cyclopropanecarboxylate; 

b) Organophosphates such as profenofos, sulptofos, methyl parathion. azinphos-methyl, 
demeton-s-metiiyl, heptenophos, tiiiometon, fenamiphos. monocrotophos, profenophos, 
triazophos, methamidophos, dimetiioate, phosphamidon, malatiiion, chloropyrifos, 
phosalone, terbufos. fensulfothion, fonofos. phorate, phoxim. pyrimiphos-metiiyl, 
pyrimiphos-ethyl, feniowthion or diazinon; 

c) Carbamates (including aryl carbamates) such as pirimicaib, cloetiiocaib, carbofiiran, 
fiiratiiiocarb, etiiiofencarb, aldicarb, tiiiofurox, carbosulfan, bendiocarb, fenobucarb, 
{TOpoxur or oxamyl; 

d) Benzoyl ureas such as triflumunm, or chlorfluazuron; 

e) Organic tin compounds such as cyhexatin, fenbutatin oxide, azocyclotin; 

f) Macrolides such as avermectins or milbemycins, for example such as abamectin. 
ivermectin, and milbemydn; 

g) Hormones and f^romones; 

h) Organochlorine compounds such as benzene hexacMoride, DDT, chloidane or dieldrin; 

i) Amidines, such as chlordimeform or amitraz; 
j) Fumigant agents; 

k) Imidacloprid; 
1) Spinosad. 

In addition to the major chemical classes of insecticide Usted above, otiier 
insecticides having particular targets may be employed in die mixture if appropriate for tiie 
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intended utility of the mixture. For instance selective insecticides for particular crops, for 
example stemborer specific insecticides for use in rice such as cartap or buprofezin can be 
employed. Alternatively insecticides specific for particular insect species/stages for example 
ovo-larvicides such as chlofentezine, flubenzimine, hexythiazox and tetradifon, motilicides 
such as dicofol or propargite, acaricides such as bromopropylate, chlorobenzilate, or growth 
regulators such as hydramethykon, cyromazine, methoprene, chlorofluazuron and 
diflubenzuron may also be included in the compositions. 

Examples of suitable synergists for use in the compositions include piperonyl 
butoxide, sesamax, sairoxan and dodecyl imidazole. 

Suitable herbicides, fungicides and plant-growth regulators for inclusion in the 
compositions will depend upon the intended target and the effect required. 

An example of a rice selective herbicide which can be included is propanil, an 
example of a plant growth regulator for use in cotton is "Kx", and examples of fungicides for 
use in rice include blasticides such as blasticidin-S. The ratio of the compounds of formula 
(I) to the other active ingredient in the composition will depend upon a number of factors 
including type of target, effect required from the mixture etc. However in general, the 
additional active ingredient of the composition will be applied at about the rate as it is 
usually employed, or at a slightly lower rate if synergism occurs. 

The invention is illustrated by the following Examples. Examples 1 to 6 illustrate the 
preparation of a range of compounds of formula (I). The following abbreviations are used: 
DMF = N,N-dimethylformamide s = singlet t = triplet 

THF = tetrahydrofuran bs = broad singlet qs= quartet 

dd = doublet of doublets m = multiplet d = doublet 

Examples 7 to 14 illustrate formulations suitable for the application of the 
compounds of formula (I) according to the invention. The following ingredients are referred 
to by their Registered Trade Marks and have the composition as shown below. 



-22- 



Registered Trade Mark 


Composition 


Synperonic NP8 } 
SynperonicNPia } 
Synperonic OPIO } 


Nonylphenol-ethylene oxide 
condensate 


Aromasol H 


Alkylbenzene solvent 


Solvesso 200 


Inert organic diluent 


Keltrol 


Polysaccharide 



EXAMPLE 1 

This Example describes the preparation of IH-(2,4-(iichlorobenzoyl)l-2-ainino-4- 
5 trifluoroniethyl-5-thiocarbainoylthiazole (Con^wund No. 16 Table I). 

2-(2,4-Dichlorobenzainido)-4-trinuoroniethyl-5-cyanothiazole (0.5g) was mixed with 
pyridine (lOml) and triethylamine (0.2ml), and hydrogen sulphide was bubbled through the 
nuxtuie for 20 minutes. The reaction was heated at 50»C for 2 hours, and then cooled and 
evaporated to dryness. The residue was chromatographed on silica gel eluting with ethyl 
10 acetate: bexane 1 : 1 , to yield the desired product as a yeUow soUd (0.344g), mpt 193-195«C. 

NMR (CDClj): 5 7.37(dd,lH), 7.49(d,lH). 7.59(d,lH), 8.19(s.lH). 9.38(s,lH) 

ppm. 

EXAMPLE 2 

This Example describes the preparation of lN-(2,4-Dichloro-thiobenzoyl)l-2-amino- 
15 4-trifluoromethyl-5-cyanothiazole (Command No. 22 Table I). 

2,4-Dichlorothiobenzamide (0.5g) in dry DMF (3ml) was added dropwise to sodium 
hydride (0.08g of 80% dispersion in oU), under nitrogen. The resulting yeUow solution was 
stirred at room temperature for 0.5 hour, cooled to 10«C, and 2-chlofo-4-trifluoro-5- 
cyanothiazole (0.618g) in dry DMF (1ml) was added dropwise. The reaction mixture was 
20 then allowed to warm to room temperature, poured into water and extracted with ethyl 
acetate. The combined oiganics were washed with brine, dried over magnesium sulphate, 
filtered and evaporated to give the crude product This was purified by flash chromatography 
, eluting witfi ethyl acetote: hexane 1:4, to give the desired product as a gum which 
crystallised (0.013g). (Mass spectrum M* 38 1 .) 
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EXAMPLE3 

This Example describes the preparation of |N-(2,4-DichIorobenzoyl)-N-(acetyI)]-2- 
amino-4-trifluoromethyl-5-cyanothiazole (Compound No. 20 Table I), 

Reparation of. [H-(2,4rDichloroben2oyl)]-2-amino-4-trifluoromethyI-5- 
cyanothiazole (0.4g) was dissolved in dioxanc (10ml) and triethylamine (0.17ml), and acetyl 
chloride (0. 1ml) was added. The reaction mixture was heated at GOPC for 1 hour, and a 
further 0.5ml of acetyl chloride was added and heating at 60°C continued for a further hour. 
The reaction was cooled to room temperamre, poured into water and extracted with ethyl 
acetate. The combined organics were washed with brine, dried over magnesium sulphate, 
filtered and evaporated to give the crude product. This was purified by flash 
chromatography, eluting with ethyl aceute: hexane 1:4, to give the desired product as a gum 
which crystallised (0.212g) mpt 79-81«C. 

'H NMR (CDQj): 5 2.59(s.3H), 7.40(s.lH), 7.42(dd,lH), 7.75(d,lH) ppm. 

EXAMPLE 4 

This Example describes the preparation of CN-(2,4-Dichloiobenzoyl)-N-(methyl)]-2- 
amino-4-trifluoromethyl-5-cyanothiazole (G>mpound No. 23 Table I). 

2-Methylamino-4-trifluoromethyl-5-cyanothiazole (0.45g), 2,4-dichloro-benzoyl 
chloride (0.543g) and triethylamine (0.36ml), were heated at 6CPC for 1 hour. The mixture 
was cooled, poured into water, and extracted into ethyl acetate. The organics were washed 
with sodium bicarbonate, water and brine, dried over magnesium sulphate, filtered and 
evaporated to give the crude product. This was purified by flash chromatography, eluting 
with ethyl acetate: hexane 1:4, to give the desired product as a white solid (0.4g). mpt 125- 
127'C. 

'H NMR (CDCb): 5 3.62(s,3H), 7.37(d,lH), 7.48(dd,lH), 7.58(d,lH) ppm. 

EXAMPLES 

This Example describes the preparation of Qi-(2,4-Dichlorobenzoyl)-H- 
(edK)xymethyl)]-2-amino-4-trifluoromethyl-5-cyanothiazole (Compound No. 14 Table I). 

A solution of ethyl chloromethyl ether (0.31g) in dichloromethane (1ml) was added to 
a rapidly stirred solution 2-(2,4-dichlorobenzamido)-4-trifluoroinethyl-5-cyanothiazole 
(0.52g), benzyl trietiiylanmionium chloride (0.02g) in dichloromethane (5ml) and sodium 
hydroxide (3.4g of a 52% aqueous solution) at about 8°C, and was then allowed to warm to 
room temperanue. After 15 minutes the reaction mixture was extracted with 
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dichloromethane, dried over magnesium sulphate , filtered and evaporated to give the crude 
product as a gum. This was chromatographed on silica gei eluting with hexane: ^-butyl 
methyl ether 9:1. to give the desired product as a white solid (0.34g). mpt 87-88«C. 
•H NMR (CDCh): 8 1.14(t,3H). 3.58(q.2H), 547(bsm 7.44(daH). 7.^^^^ 

7^d,lH)ppm. 

FXAMPLE6 

This Example describes the pi^paration of [N-(2.4-dichlorobenzoyl)-H-(bcnzyl)]-2- 
ammo-4-trifluoromethyl-5-cyanothiazole (Compound No. 15 Table 1). 

Sodium hydride (0.036g of an 80% dispersion in oU) was added to a solution 2-(2,4- 
dichlorobenzamido>4.trifluoromethyl.5-cyanothiazole (0.4g) in dry niF (10ml). and the 
mixture stirred for 30 minutes. Benzyl bromide (0.186g) was added . and the reaction 
tnixtuie stirred at room temperature for 3 hours, stood overnight and then lefluxed for 5 
hours. The reaction was pouted into water, extracted with ethyl acetate and the organic 
extracts dried over magnesium sulphate, filtered and evaporated to give the crude product as 
a yellow gum. This was chromatographed on siUca gel eluting with hexane: ethyl acetate 7:3. 
to give the desired product as a white soUd (0.178g). mpt 108-1 10«C. 

'H NMR (CDCb): 8 5.2(sm 6.95(m.2H). 7.15(m,3H). 7.5-7.9(m.3H) ppm. 

F.XAMPLE7 

TOs Example iUustrates an emukifiable concentrate composition which is readUy 
convertible by dilution with water into a Uquid preparation suitable for spraying purposes. 
The concentrate has the following composition: 

% Weight 

Compound No. 1 ^^-^ 
SYNPER0NICNP13 2.5 
Calcium dodecylbenzenMWSulphonate 2.5 

AROMASOLH '^^ 

FXAMPLE8 

This Example illustrates a wetuble powder composition which is readily convertible 
by dilution with water into a Uquid preparation suitable for spraying purposes. The wettable 
5 powder has the following composition: 
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% Weight 
Compound No. 13 25.0 
Silica 25.0 
Sodium lignosulpbonate 5.0 
Sodium lauryl sulphate 2.0 
Kaolinite 43.0 



EXAMPLE 9 

This Example illustrates a dusting powder which may be applied directly to plants or 
other surfaces and comprises 1% by weight of Compound No. 25 and 99% by weight of talc. 

EXAMPLE 10 

This Example illustrates a concentrated liquid formulation suitable for application by 
ultra low volume techniques after mixing with paraffinic diluents. 

% Weight 
Compound No. 29 90.0 
SOLVESSO200 10.0 

EXAMPLE 11 

This Example illustrates a capsule suspension concentrate which is readily 
convertible by dilution with water to form a preparation suitable for application as an 
aqueous spray. 





% Weight 


Coi]:^>ound No. 43 


10.0 


Alkylbenzene solvent (e.g. AROMASOL H) 


5.0 


Toluene di-isocyanate 


3.0 


Ethylenediamine 


2.0 


Polyvinyl alcohol 


2.0 


Bentonite 


1.5 


Polysaccharide (e.g. KELTROL) 


0.1 


Water 


76.4 



EXAMPLE 12 

A ready for ose granular formulation: 
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% Weight 

Compound No. 4 
SOLVESSO200 

nonylphenol ethoxylate (eg Synperonic NP8) 0. 1 
Calcium carbonate granules (0.3-0.7 mm) 



99.2 



fXAMPLE 13 



An aqueous suspension ccmcentrate: 



Compound No. 8 
KaolinitB 

Sodium lignosulphonate 
nonylphenolethoxylate (eg Synperonic NP 8) 
propylene glycol 
Bentonite 

Polysaccharide (eg Keltrol) 

Bactericide (eg Proxel; Proxel is a registered Trade Mark) 
Water 



% Weight 

5.0 

15.0 

3.0 

1.5 

10.0 

2.0 

0.1 

0.1 

63.3 



p^yAMPLE 14 

This Example illustrates a water dispeisible granule formulation. 

% Weight 

Compound No. 20 ^ 
Silica 5 
Sodium lignosulphate 

Sodium dioctylsulphosucdnate 5 
Sodium acetate ^® 
Montmorillonite powder ^5 
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10 



15 



20 



EXAMPLE 15 

This Example illustrates the insecticidal properties of the compounds of formula (I). 
The activity of the compounds of formula (I) was determined using a variety of pests. The 

pests were treated with a liquid composition containing 500 parts per million (ppm) by 

weight of the compound unless otherwise stated. The compositions were made by dissolving 
the compound in acetone and ethanol (50:50) mixture and diluting the solutions with water 
containing 0.05% by weight of a wetting agent sold under the trade name "SYNPERONIC" 
NP8 until the liquid composition contained the required concentration of the compound. 
"SYNPERONIC" is a Registered Trade Mark. 

The test procedure adopted with regard to each pest was basically the same and 
comprised supporting a number of the pests on a medium which was usually a substrate, a 
host plant or a foodstuff on which the pests feed, and treating either or both the medium and 
the pests with the compositions. The mortality of the pests was then assessed at periods 
usually varying from two to five days after the treatment. 

The results indicate a grading of mortality (score) and are designated as 5 or 9 
wherein 5 indicates 4(^79% mortality and 9 indicates 80-100% mortality; a blank indicates 
that either the compound was not tested or that no meaningful result was obtained. 

The results of the tests are presented in Table HI. The following abbreviations are 
used in Table III: 

Mp = Mvzus persicae 
Hv = Heliothis virescens 



Tu = Tetranvchus urticae 
Md = Musca domestica (kd = 
knockdown; kl = kill) 
Se = Spodoptera exipua 



Mi = Mcgloidogryne incognita 



Compound 
No. 
1 
2 
3 
4 
5 



Tu Mp 

5 
5 

9 9 
9 

9 5 



TABLE m 
Md(kd) MdOd) Hv 



Se Mi 



5 

5 
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9 




60 
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CLAIMS 



5 



10 



The use as an insecticide, acaricide or nematocide of a con^und of formula (I): 



wherein X is oxygen or sulphur, R' is hydrogen, alkyl, phenylalkyl, alkoxyalkyl or 
C(0)R^ and R' arc, independently, phenyl, phenylalkyl, naphthyl, alkyl, 
cycloalkyl, alkenyl, aJkynyl or heterocyclyl groups; said alkyl groups being optionally 
substituted by one or more of halogen, nitro, cyano, alkenyl, alkynyl, alkoxy. 
alkoxycaibonyl. alkylcarbonyl. alkylcaibonyloxy, amino, alkylamino. haloalkoxy. 
alkylthio, alkylsulfonyl, haloalkenyl, alkoxycaibonylalkyl or alkoxycarbonylalkoxy; 
said alkenyl and alkynyl groups being optionally substituted by one or more of 
halogen, cyano, haloalkyl. alkoxy or haloalkoxy; said phenylalkyl, phenyl, naphthyl, 
cycloalkyl and heterocyclyl groups being optionaUy substituted by one or more of 
halogen, nitro, cyano, alkyl, alkenyl, alkynyl, haloalkyl. alkoxy, alkoxycarbonyl, 
alkylcarbonyl, alkylcaibonyloxy, alkylenedioxy, amino, alkylamino, haloalkoxy. 
alkylthio, alkylsulfonyl, haloalkenyl. alkoxycaibonylalkyl or alkoxycarbonylalkoxy; 
said phenylalkyl, phenyl, naphthyl and heterocyclyl groups may additionally be fused 
to a cycloalkyl ring; and R* is cyano or C(S)NH2. 



X 




(I) 



20 2. 



The use of a composition comprising an insecticidally, acaricidally or nematicidaUy 
effective amount of a compound of formula (I) as defined in claim 1 and a carrier or 
dUuent to cmnbat and control insect pests at a locus. 
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A compound of formula (I): 




wherein X is oxygen or sulphur; R' is hydrogen, alkyl, phenylalkyl, alkoxyalkyl or 
C(0)R'; and R^ are, independently, phenyl, phenylalkyl, naphthyl, alkyl, 
cycloalkyl. alkenyl, alkynyl or heterocyclyl groups; said alkyl groups being optionally 
subsUtuted by one or more of halogen, nitro, cyano, alkenyl, alkynyl, alkoxy, 
alkoxycarbonyl, aUgrlcarbonyl, alkylcaibonyloxy, amino, alkylamino, haloalkoxy, 
alkylthio, alkylsulfonyl, haloalkenyl, alkoxycaibonylalkyl or alkoxycarbonylalkoxy; 
said alkenyl and alkynyl groups being optionally substituted by one or more of 
halogen, cyano, haloalkyl, alkoxy or haloalkoxy; said phenylalkyl, phenyl, naphtiiyl, 
cycloalkyl and heterocyclyl groups being optionally substituted by one or more of 
halogen, nitro, cyano. alkyl, alkenyl, alkynyl, haloalkyl, alkoxy. alkoxycaitonyl, 
allqrlcarbonyl. alkylcarbonyloxy, alkylenedioxy, amino, alkylamino, haloalkoxy. 
alkylthio, alkylsulfonyl, haloalkenyl, alkoxycarbonylalkyl or alkoxycarbonylalkoxy; 
said phenylalkyl, phenyl, naphthyl and heterocyclyl groups may additionally be fused 
to a cycloalkyl ring; and R* is cyano or C(S)NH2; provided tiiat when X is oxygen and 
R' is hydrogen or alkyl then R^ is not cyano. 

An insecticidal, acaricidal or nematocidal composition comprising a compound of 
fonnula (I): 
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wherein X is oxygen or sulphur; r' is hydrogen, alkyl. phenylalkyl, alkoxyalkyl or 
C(0)R^ and R' are, independenUy, phenyl, phenylalkyl. naphthyl. alkyl, 
cycloalkyl, alkenyl, alkynyl or heterocyclyl groups; said alkyl groups being optionally 
substituted by one or more of halogen, nitro, cyano. alkenyl, alkynyl. alkoxy. 
alkoxycarbonyl. alkylcarbonyl. alkylcarbonyloxy, amino, alkylamino. haloalkoxy. 
alkylthio, alkylsulfonyl, haloalkenyl, alkoxycarbonylalkyl or alkoxycaibonylalkoxy; 
said alkenyl and alkynyl groups being optionaUy substiwted by one or more of 
halogen, cyano, haloalkyl. alkoxy or haloalkoxy; said phenylalkyl, phenyl, naphthyl. 
cycloalkyl and hetaocyclyl groups being optionally substituted by one or more of 
halogen, nitro, cyano, alkyl, alkenyl. alkynyl, haloalkyl, alkoxy, alkoxycarbonyl, 

alkylcarbonyl, alkylcarbonyloxy, alkylenedioxy, amino, alkylamino. haloalkoxy. 

alkylthio. alkylsulfonyl. haloalkenyl. alkoxycarbonylalkyl or alkoxycarbonylalkoxy; 

said phenylalkyl, phenyl, naphthyl and heterocyclyl groups may additionally be fused 

to a cycloalkyl ring; and R* is cyano or C(S)NH2; provided that when X is oxygen and 

r' is hydrogen or alkyl then R* is not cyano. 

Process for Feparing a compound of formula (1) as claimed in claim 3. 
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